General Information: Reagents and solvents were purchased from commercial sources and purified by distillation or recrystallization prior to use. Anhydrous 1,2-dichloroethane was purchased from Aldrich and used as received. Reactions were run under a nitrogen atmosphere unless otherwise noted. Purification of reaction products was carried out by flash column chromatography using EM Reagent silica gel 60 (230-400 mesh). Analytical thin layer chromatography was performed on EM Reagent 0.25 mm silica gel 60 F 254 plates. Visualization was accomplished with UV light, and potassium permanganate, Dragendorff-Munier and anisaldehyde stains, followed by heating. Melting points were recorded on a Thomas Hoover capillary melting point apparatus and are uncorrected. Infrared spectra were recorded on an ATI Mattson Genesis Series FT-Infrared spectrophotometer. Proton nuclear magnetic resonance spectra ( 1 H-NMR) were recorded on a Varian VNMRS-500 MHz instrument and are reported in ppm using solvent as an internal standard (CDCl 3 at 7.26 ppm). Data are reported as app = apparent, s = singlet, d = doublet, t = triplet, dd = doublet of doublets, ddd = doublet of doublet of doublets, m = multiplet, comp = complex; integration; coupling constant(s) in Hz. Proton-decoupled carbon nuclear magnetic resonance spectra ( 13 C-NMR) spectra were recorded on a Varian VNMRS-500 MHz instrument and are reported in ppm using solvent as an internal standard (CDCl 3 at 77.0 ppm). Mass spectra were recorded on a Finnigan LCQ-DUO mass spectrometer or on a Finnigan 2001 Fourier Transform Ion Cyclotron Resonance Mass Spectrometer.
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Evaluation of additional oxidants
Procedure: Under an atmosphere of oxygen, CuCl 2 •2H 2 O (3.4 mg, 0.02 mmol, 0.1 equiv), 8a (42 mg, 0.2 mmol, 1.0 equiv), 17a (43 μL, 0.4 mmol, 2 equiv) were dissolved in anhydrous MeOH (0.8 mL). The resulting mixture was stirred at rt. Upon consumption of 8a as judged by TLC analysis, the reaction mixture was diluted and filtered through a short plug of silica gel. The solvent was removed in vacuo and the residue was dissolved in CDCl 3 for 1 H NMR analysis (1,3,5-trimethoxybenzene was added as an internal standard). were synthesized according to reported procedures.
2-phenyl-2,3,4,5-tetrahydro-1H-benzo[c]azepine (8g):
The synthesis of 8g was adopted from a known procedure for the synthesis of N-aryl tetrahydroisoquinolines.
1 A 100 mL flask was charged with bis(dibenzylideneacetone)palladium(0) (44.9 mg, 0.078 mmol), (±)BINAP (97 mg, 0.156 mmol), and toluene (5.27 mL). The resulting solution was degassed and backfilled with nitrogen followed by heating to 110 °C for 15 min. Then the solution was allowed to cool to rt after which sodium tert-butoxide (375 mg, 3.90 mmol), 2,3,4,5-tetrahydro-1H-benzo[c]azepine (287 mg, 1.95 mmol), and bromobenzene (0.204 mL, 1.95 mmol) were added. The solution was heated at reflux for 18 h and monitored by TLC. After completion of the reaction the mixture was cooled to rt, filtered through a short plug of Celite and washed with toluene. The solvent was removed under vacuum. The residue was purified by flash chromatography using EtOAc/hexanes (5:95 v/v) to give the title product in 75% yield. 6, 141.6, 138.6, 129.8, 129.5, 129.2, 127.2, 125.8, 116.1, 112.6, 55.0, 52.2, 35.8, 25.8 
Preparation and characterization data of products:
General procedure: Under nitrogen, an oven dried vial was charged with CuBr (7.2 mg, 0.05 mmol, 0.1 equiv), N-phenyl tetrahydroisoquinoline (8a) (104.5 mg, 0.5 mmol, 1.0 equiv) and anhydrous C 2 H 4 Cl 2 (2.5 mL). 1-vinylpyrrolidin-2-one (17a) (59 μL, 0.55 mmol, 1.1equiv) was added and the resulting mixture was stirred for 5 min. tBuOOH(5.5 M in decane) was then added (109 μL, 0.6 mmol, 1.2 equiv). After five minutes, the reaction mixture was slowly heated to 60°C and kept at this temperature for 24-36 hours. After completion of the reaction, the reaction mixture was allowed to cool to rt, diluted with ethyl acetate and filtered through a short plug of silica gel. The filtrate was concentrated under reduced pressure and the crude product purified by flash chromatography. 7, 147.5, 137.2, 134.8, 128.5, 128.4, 127.2, 126.4, 126.3, 125.8, 121.4, 117.9, 113.0, 55.9, 48.6, 43.4, 42.4, 34.0, 31.4, 29.7, 18 2934, 2888, 1684, 1493, 1425, 1288, 1050, 758 cm -1 ; 1 H NMR (500 MHz, CDCl 3 ) 7.25-7.11 (comp, 4H), 6.87 (app d, J = 9.0 Hz, 1H), 6.78 (dd, J = 9.0, 3.1 Hz 1H), 6.55 (app d, 3.1 Hz, 1H), 5.74 (dd, J = 11.6, 6.9 Hz, 1H), 4.43 (dd, J = 11.1, 2.6 Hz 1H), 3.78-3.75 (m, 1H), 3.74 (s, 3H), 3.21-3.15 (m, 1H), 3.13-3.01 (comp, 3H), 2.98-2.91 (m, 1H), 2.55-2.41 (comp, 3H), 2.14-2.05 (m, 1H), 2.02-1.92 (comp, 2H); 13 C NMR (125 MHz, CDCl 3 ) δ 175. 6, 152.8, 142.4, 137.1, 134.5, 128.6, 126.4, 126.2, 126.1, 123.7, 116.1, 114.1, 112.8, 56.3, 55.8, 48.9, 44.5, 42.4, 33.2, 31.4, 29.9, 18 134.6, 128.9, 128.5, 127.7, 127.5, 126.3, 126.2, 125.9, 121.7, 113.7, 56.1, 48.6, 43.7, 42.4, 33.8, 31.4, 29.8, 20.4, 18 4, 149.1, 138.4, 137.3, 134.4, 128.6, 128.3, 126.2, 126.1(6), 125.9, 120.8, 120.4, 111.2, 55.9, 46.3, 43.7, 43.0, 35.3, 31.1, 29.0, 19.3, 17.8 6, 146.0, 136.8, 134.5, 128.5, 128.2, 126.5, 126.5, 126.3, 125.6, 123.0, 122.6, 114.2, 55.7, 48.3, 43.5, 42.3, 33.6, 31.2, 29.5, 18 8, 174.8, 144.7, 144.6, 140.8, 140.7, 137.8, 137.2, 137.1, 130.4, 130.3, 130.1, 129.6, 128.5, 127.5, 127.3, 127.2, 126.9, 126.7, 125.4, 119.0, 117.9, 115.4, 115.1, 110.3, 109.8, 63.9, 61.1, 48.2, 48.1(6), 46.5, 45.1, 44.2, 42.3, 35.4, 34.9, 31.6, 31.4, 30.4, 29.9, 24.9, 24.8, 18.4, 18.3 .86 (app dt, J = 7.5, 1.3Hz, 1H), 6.68-6.58 (comp, 2H), 5.41 (dd, J = 9.3, 5.9 Hz, 1H), 3.36-3.30 (m, 1H), 3.26-3.17 (comp, 2H), 3.14-3.08 (m, 1H), 2.87 (s, 3H), 2.52-2.42 (comp, 2H), 2.18-2.10 (m, 1H), 2.08-1.91 (comp, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 175. 3, 147.3, 128.5, 127.5, 119.8, 116.8, 111.8, 49.5, 47.8, 43.4, 39.3, 31.4, 26.6, 18.2 
13-cis-
; m/z (ESI-MS) 231.2 [M + H]
+ .
4-cis-ethyl-4-(2-oxopyrrolidin-1-yl)-1,2,3,4-tetrahydroquinoline-2-carboxylate (18i):
Following the general procedure, compound 18i was obtained as a white solid in 61% yield (7:1 mixture of diastereomers); Characterization data of the major diastereomer: R f = 0.31 (Hexanes/EtOAc 50:50 v/v); IR(KBr): 3265, 2968, 1717, 1630, 1469, 732 cm -1 ; 1 H NMR (500 MHz, CDCl 3 ) 7.06-7.01 (m, 1H), 6.81 (app dt, J = 7.6, 1.4Hz, 1H), 6.68 (app td, J = 7.5, 1.2 Hz, 1H), 6.61 (dd, J = 8.0, 1.1Hz, 1H), 5.59 (dd, J = 11.7, 5.8 Hz, 1H), 4.24 (q, J = 7.1 Hz, 2H), 4.18 (dd, J = 11.7, 2.8 Hz, 1H), 2H), 2H) , 2.41-2.37 (m, 1H), 2.05-1.98 (comp, 3H), 1.30 (t, J = 7.1 Hz, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 175. 8, 171.8, 143.9, 128.3, 126.6, 118.4, 118.2, 115.1, 61.6, 53.3, 47.8, 42.3, 31.3, 28.6, 18.2, 14.1; 3398, 3272, 2977, 1727, 1640, 1548, 1487, 1220, 1032, 746 cm -1 ; 1 H NMR (500 MHz, CDCl 3 ) δ 7.14-7.04 (comp, 2H), 6.72 (app td, J = 7.5, 1.2 Hz, 1H), 6.64 (app d, J =7.5 Hz, 1H), 5.75 (d, J = 7.9 Hz, 1H), 1H), 3H) , 2.54-2.47 (m, 1H), 2.18 (dt, J = 13.2, 7.5 Hz, 1H), 1.99 (s, 3H), 1.29 (t, J = 7.1 Hz, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 173. 4, 169.6, 143.1, 128.8, 128.1, 120.2, 118.2, 115.0, 61.4, 52.0, 45.3, 30.8, 23.3, 14.1; .78 (app t, J = 7.4, 1H), 5.52 (dd, J = 11.4, 6.5 Hz, 1H), 4.57 (dd, J = 11.5, 2.0 Hz, 1H), 4. 34-4.24 (comp, 2H), 3.98-3.90 (m, 1H), 3.33-3.24 (comp, 2H) , 3.13-3.04 (comp, 2H), 2.95-2.84 (m, 1H), 2.60 (ddd, J = 12.6, 6.6, 2.6 Hz, 1H), 2.20-2.10 (m, 1H); 13 C NMR (125 MHz, CDCl 3 ) δ 158. 7, 147.3, 136.9, 134.7, 128.8, 128.6, 127.3, 126.5, 126.3, 125.7, 120.5, 118.0, 113.1, 62.1, 55.7, 50.7, 43.3, 39.8, 33.9, 29.5 
Crystals of the major diastereomer of 18k were obtained from hexanes/dichloromethane through slow diffusion at room temperature. The relative stereochemistry was assigned by X-ray crystallography:
The requisite CIF has been submitted to the journal. ; 1 H NMR (500 MHz, CDCl 3 ) (major diastereomer): δ 7. 6H), 6.87 (app t, J = 8.7 Hz, 1H), 1H), 5.65 (d, J = 8.8 Hz, 1H), 1H), 1H), 1H), 1H) , 3.12-3.03 (m, 1H), 2.85 (app tt, J = 15.9, 3.9 Hz, 1H), 2.75 (ddd, J = 13.0, 6.0, 3.3 Hz, 1H), 1.97 (s, 3H); 1 H NMR (500 MHz, CDCl 3 ) (minor diastereomer): δ 7.30-7.11 (comp, 6H), 6.87 (app t, J = 8.7 Hz, 1H), 6.76-6.70 (m, 1H), 5.97 (d, J = 7.1 Hz, 1H), 5.11 (app dt, J = 7.3, 3.8 Hz, 1H), 4.40-4.33 (m, 1H), 4.02-3.92 (m, 1H), 3.25-3.14 (m, 1H), 3.12-3.03 (m, 1H), 2.85 (app tt, J = 15.9, 3.9 Hz, 1H),2.64 (app dt, J = 13.7, 3.2 Hz, 1H), 2.04 (s, 3H); 13 C NMR (125 MHz, CDCl 3 ) δ 169. 7, 168.8, 146.2, 146.0, 137.5, 137.4, 135.1, 134.9, 130.2, 129.2, 128.7, 128.6, 128.4, 127.6, 126.4(2), 126.4(0), 126.2, 125.8, 125.5, 123.9, 122.0, 117.6, 117.3, 112.8, 112.6, 55.4, 52.0, 46.4, 46.1, 44.1, 43.7, 36.4, 35.4, 29.1, 28.9, 23.5, 23.4, 23 
13-cis-
